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POLYMERIZATION CATALYST SYSTEMS. THEIR PRODUCTION 

AND USE 

FIELD OF THE INVENTION 

This invention relates to a method for the production of metallocene 
catalyst systems, catalyst systems resulting from such method and the use of such 
systems in olefin polymerization processes. The invention particularly relates to a 
method for preparing a supported metallocene catalyst system which is particularly 
suitable for use in gas phase and slurry polymerization processes and which results 
in improved reactor operability. 

BACKGROUND OF THE INVENTION 

It is widely known that olefin polymerization processes utilizing bulky 
ligand transition metal catalysts, otherwise known as metallocene catalysts, have 
produced a diverse array of new polymers which are useful in a wide variety of 
applications and products. 



20 A well known problem associated with the use of metallocene catalyst 

systems is their tendency to cause fouling and/or sheeting in gas phase and slurry . 
polymerization processes. Fouling on the walls of the reactor and /or reactor 
components results in many serious problems including poor heat transfer, panicle 
morphology, and reactor shut-down. 

25 

In an effort to solve these problems, many catalyst system modifications 
and modifications to the polymerization conditions have been reported. For 
example, U.S. Patent No.s 4,792,592; 4,808,667; 4,855,370; 4,876,320; 
4,978,722; 5,026,795; 5,034,481; 5,037,905 are all direaed toward the use of 
30 antistatic agents or other additives. 

While these approaches may reduce fouling or sheeting somewhat, they are 
not generally useful with all catalyst systems, they may be expensive to employ, 
and they may not reduce both fouling and sheeting to a level sufficient for the 
35 successful operation of a continuous process, panicularly a commercial or large- 
scale process. Thus, it would be highly advantageous to have an improved 
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metallocene catalyst system that in a polymerization process would significantly 
enhance reactor operability by reducing both fouling and sheeting. 

SUMMARY OF THE INVENTION 

5 

This invention is generally directed towards a method for the manufacture 
of supported metallocene catalyst systems to catalyst systems resulting from such 
methods and to the use of such catalyst systems in polymerization processes. 

10 In one embodiment an improved method is provided to produce a 

supported bulky ligand transition metal catalyst system by contacting a porous 
support with a reaction product of a metallocene catalyst component, an 
alumoxane and a surface modifier, where the metallocene catalyst component is a 
chiral. Group 4, 5 or 6 transition metaL bridged, substituted bisindenyl. 

15 

In yet another embodiment of the invention, there is provided a process for 
producing propylene polyolefins by contacting propylene monomer, optionally with 
a comonomer in the presence of the catalyst system described above. 

20 DETAILED DESCRIPTION OF THE INVENTION 
Introduction 

This invention is generally directed toward a supported catalyst system 
usefiil for polymerizing olefins. The method for forming the catalyst system of the 

25 invention results in a useful polymerization catalyst exhibiting improved reactor 
operability. The catalyst system of the invention not only reduces fouling and 
sheeting in a gas phase, slurry or liquid polymerization process but the catalyst 
system has better flow propenies important to feeding the catalyst into the reactor. 
Also, the catalyst system of this invention results in a high bulk density polymer 

30 product having improved physical properties. Further, it has been discovered that 
the use of a surface modifier in the method of the invention protects the catalyst 
from direct or substantial reaction with scavenging components typically used to 
remove impurities These scavengers can interact with the components of the 
catalyst system to decrease catalyst activity and reactor operability. 
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Making the catalyst of the invention as described above results in a simple, 
conmiercially useful and cost effective supported catalyst system which exhibits a 
reduced tendency to cause sheeting or fouling during the polymerization of 
propylene polymers or copolymers without a significant reduction in catalytic 
5 activity. 

Metalloccne Catalvst Components 

The metallocene components employed in the present invention comprise a 
10 Group 4, 5, or 6 transition metal, biscyclopentadienyl derivatives, preferably bis- . 
indenyl metallocene components having the following general structure: 




wherein mMs a metal of Group 4, 5, or 6 of the Periodic Table, for example 
1 5 titanium, zirconium, hafnium^ vanadium niobium, tantalum, chromium, 

molybdenum and tungsten, preferably, zirconium, hafnium and titanium, most 
preferably zirconium; 

Rl and r2 are identical or different, are one of a hydrogen atom, aC\-C\Q 
alkyl group, preferably a C1-C3 alkyl group, a Ci-Cjo alkoxy group, preferably a 
20 C1-C3 alkoxy group, a Cg-Cjo aryl group, preferably a C^-Cg aryl group, a Cg- 
Cio aryloxy group, preferably a Cg-Cg aryloxy group, a Co-Cjo alkenyl group, 
preferably a C2-C4 alkenyl group, a C7-C40 arylalkyl group, preferably a C7-C10 
arylalkyl group, a C7-C40 alkylaryl group, preferably a C7-C]2 alkylaryl group, a 
Cg-C4o arylalkenyl group, preferably a Cg-C]2 arylalkenyi group, or a halogen 
25 atom, preferably chlorine; 
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r3 and are hydrogen atoms; 

r5 and r6 are identical or different, preferably identical, are one of a 
halogen atom, preferably a fluorine, chlorine or bromine atom, a Cj-Ciq alkyl 
group, preferably a C1-C4 alkyl group, which may be halogenated, a Cg-Cjo aryl 
5 group, which may be halogenated, preferably a Cg-Cg aryl group, a C2-C10 
alkenyl group, preferably a C2-C4 alkenyl group, a C7-C40 -arylalkyl group, 
preferably a Cy-Cjo arylalkyl group, a C7-C40 aikylaryl group, preferably a C7- 
C\2 aikylaryl group, a Cg-C40 arylalkenyl group, preferably a Cg-Ci2 aiylalkenyl 
group, a -NR2^5, -SR^^, -ORI^, -OSiRslS or-PR2^5 radical, wherein R}^ is 
10 one of a halogen atom, preferably a chlorine atom, a Cj-C jq alkyl group, 

preferably a C1-C3 alkyl group, or a Cg-Cjo aryl group, preferably a Cg-Cg aryl 
group; 

r7 is 

R11 R11 R11 R11 



15 



M2 , m2 m2 . m2 (CR2''3) 

I II I 

R12 Rl2 Rl2 R12 

R11 R11 R11 

I I.I 

O m2 O . C . O m2 

R12 il2 il2 



-BRl 1'=A1R1 1, -Ge., -Sn-, -O-, -S-, = SO, =S02, =NR1 1, =C0, =PR1 K or 

=P(0)RH; 

wherein: 

R^ 1, r12 and r13 are identical or different and are a hydrogen atom, a halogen 
20 atom, a C ] -C20 alkyl group, preferably a C 1 -C j 0 alkyl group, a C 1 -C20 

fluoroalkyl group, preferably a Ci-Cjo fluoroalkyi group, a C6-C30 aryl group, 
preferably a C6-C20 arvi group, a C6-C30 fluoroaryl group, preferably a C5-C20 
fluoroaryl group, a Cj-Coq alkoxy group, preferably a Cj-Cjo alkoxy group, a 
C2-C20 alkenyl group, preferably a C2-C]q alkenyl group, a C7-C40 arylalkyl 
25 croup, preferably a C7-C20 arylalkyl group, a Cg-C4o arylalkenyl group. 
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preferably a C8-C22 arylalkenyl group, a C7-C40 alkyiaryl group, preferably a C7- 
C20 alkyiaryl group or r1 1 and r12^ or r1 1 and R13, together with the atoms 
binding them, can form ring systems; 

m2 is silicon, germanium or tin, preferably silicon or germanium, most 
5 preferably silicon; 

r8 and r9 are identical or different and have the meanings stated for R^ ^ ; 

m and n are identical or different and are zero, 1 or 2, preferably zero or 1, 
m plus n being zero, 1 or 2, preferably zero or 1 ; and 

the radicals r1 0 are identical or different and have the meanings stated for 
10 Rl 1, r12 and r13. Two adjacent R^O radicals can be joined together to form a 
ring system, preferably a ring system containing from about 4-6 carbon atoms. 

AJkyI refers to straight or branched chain substituents. Halogen 
(halogenated) is fluorine, chlorine, bromine or iodine atoms, preferably fluorine or 
15 chlorine. 



Particularly preferred metallocenes are compounds of the structures: 




wherein: 

Ml is Zr or Hf, R^ and r2 are methyl or chlorine, and r5, r6 r8^ r9,r10^ 
R' ^ and r12 have the above-mentioned meanings. 



The chiral metallocenes are used as a racemate for the preparation of highly 
isotactic polypropylene copolymers. 
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It is also possible to use the pure R or S form. An optically active polymer 
can be prepared with these pure stereoisomeric forms. It is preferred that the meso 
form of the metallocenes be removed to ensure the center (i.e., the metal atom) 
provides stereoregular polymerization. 

5 

Separation of the stereoisomers can be accomplished by known literature 
techniques. For special products it is also possible to use rac/meso mixtures. 

Generally, the metallocenes are prepared by a multi-step process involving 
10 repeated deprotonations/metallations of the aromatic ligands and introduction of 
the bridge and the central atom by their halogen derivatives. The following 
reaction scheme illustrates this generic approach: 

H2RC + ButylLi ^ HRCLi 

15 " X-(CR8r9)^.r7.(Cr8r9)jj.x 

> 

H2R<* + ButylLi 7 HR^Li 



HRC-(CR8R9)^.R7.(CR8R9)„.RdH 
20 2 Butyl U 



LiRC-(CR8R9)m.R7.(CR8R9)n-RdLi 



-> 



25 



MICI4 
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(rBrSc)^ 

r7 

(R8R9C)n - 
R2Li 



CI 
CI 



-RC 

I 
I 

I . 

I 
I 
I 

(R8r9C)^ 
r7 

(R8R9C)n " 



X = CI. Br, lorO-tosyl; 



(R8r9C)| 



RC 



RlLi 



R7 



M1 



(R8R9C)n ■ R^ 



RC 

i "^r2 
Rd 



H2RC, 
H2R<* 



R1 
CI 




(R10)4 H H 



The reader is referred to the Journal of Oreanonietallic Chem , volume 2SL 
(1958). pages 63-67, and EP-A- 320762, for preparation of the metallocenes 
S described, both references are herein fully incorporated by reference. 



Illustrative but non-limiting examples of metallocenes include: 
Dimethylsiiandiylbis (2-methyl-4-phenyl- 1 -indenyOZrCU 
Dimethylsilandiylbis(2-methyl-4,5-benzoindenyl)ZrCl2; 

1 0 Dimethylsilandiylbis(2-methyM,6-diisopropylindenyl)ZrCl2, 
Dimethylsilandiylbis(2-ethyl-4-phenyl-l-indenyl)ZrCl2; 
Phenyl(Methyl)silandiylbis(2-methyl-4-phenyl- 1 -indenyl)ZrCl2, 
Dimethylsilandiylbis(2-methyl-4-( 1 -naphthyl)- 1 -indenyl)ZrCl2, 
Dimethylsilandiylbis(2-methyl-4-(2-naphthyl)- 1 -indenyl)ZrCl2. 

1 5 Dimethylsilandiylbis(2-methyl-4. S-diisopropyl- 1 -indenyI)ZrCl2, 
Dimethylsilandiylbis(2,4,6-trimethyl- 1 -indenyl)ZrCl2, 
Phenyl(Methyl)silandiylbis(2-methyl-4,6-diisopropyl-l-indenyl)ZrCl2. 
l,2-Ethandiylbis(2-methyl-4,6-diisopropyl-l-indenyi)ZrCl2. 
l,2-Butandiylbis(2-meihyM,6-diisopropyl-l-indenyl)ZrCl2, 

20 Dimethylsilandiylbis(2-methyl-4-ethyl- 1 -indenyl)ZrCl2, 

DimethylsilandiyIbis(2-methyl-4-isopropyl- 1 -indenyl)ZrCl2. 
Dimethylsilandiylbis(2-methy]-4-t-butyl- 1 -indenyl)ZrCl2. 
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Phenyl(Methyl)silandiylbis(2-methyl-4-isopropyl-l-indenyl)ZrCl2» 

Dimethylsilandiylbis(2-ethyM-methyl- 1 -indenyl)ZrCl2. 

Dimethylsilandiylbis(2,4-dimethyl- 1 -indenyl)ZrCl2, 

Dimethylsilandiylbis(2-methyi-4-ethyl- 1 -indenyl)ZrCl2, 
5 Dimethylsilandiylbis(2-methyl-a-acenaphth- 1 -indenyI)ZrCl2, 

Phenyl(Methyl)silandiylbis(2-methyl-4, 5-benzo- 1 -mdenyl)ZrCl2, 

Phenyl(Mcthyl)silandiylbis(2-methyl-4,5-(methyIben2o)-l-indenyl)ZrCl^ 

Phenyl(Methyl)sUandiylbis(2-methyl-4,5-(tetramethylbenzo)-l-inden^ 

PhenyI(Methyl)silandiylbis (2-methyl-a-acenaphth-l -indenyl)ZrCl2» 
1 0 1 ,2-Ethandiylbis(2-methyM, 5-benzo- 1 -indenyl)ZrCl2, 

1 ,2-Butandiylbis(2-methyM,5-ben20- 1 -indenyl)ZrCl2» 

DimethyIsilandiylbis(2-methyl-4, 5-benzo- 1 -indenyl)ZrCl2, 

1 ,2-Ethandiylbis(2,4,7-trimethyl- 1 -indenyl)ZrCl2, 

Dimethylsilandiylbis(2-methyl- 1 -indenyl)ZrCl2, 
1 5 1 ,2-Ethandiylbis(2-meihyl- 1 .indenyl)ZrCl2, 

Phenyl(Methyl)silandiy ibis{2-methyl- 1 .indenyl)ZrCl2, 

Diphenylsilandiylbis(2.mcthyl- 1 -indenyl)ZrCl2, 

1 ,2-ButandiyIbis(2-inethyl- 1 -indenyl)ZrCl2, 

DimethylsilandiyIbis(2-ethyl-l-indenyl)ZrCl2, 
20 Dimethylsiiandiylbis(2-methyI-5-isobuty 1- 1 -indenyl)ZrCl2, 

Phenyl(Methyl)silandiylbis(2-methyl-5-isobutyl- 1 -indenyl)ZrCl2, 

Dimethylsilandiylbis(2-methyl-5-t-butyl- 1 -indenyl)ZrCl2, 

DimeihylsilandiyIbis(2,5,6-trimethyi-l-indenyl)ZrCl2» and the like. 

25 The metallocene catalyst components of this invention are described in 

detail in U.S. Patent Nos. 5,149,819. 5,243,001, 5,239,022, 5,296,434 and 
5,276,208 all of which are herein fully incorporated by reference. 

Activator Comnonents 

30 

The activator or cocaialyst component of the present invention is 
alumoxane. 

Generally, the alkylalumoxanes preferred for use in olefin polymerization 
35 contain about 4 to 20 of the repeating units: 
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R 




5 

where R is a Cj-Cg alkyl including mixed alkyls. Particularly preferred are the 
compounds where R is methyl. There are a variety of methods for preparing 
alumoxane, non-limiting examples of which are described in U.S. Patent No. 
4,665,208, 4,952,540, 5,091,352, 5,206,199, 5,204,419, 4,874,734, 4,924,018, 
10 4,908,463, 4,968,827, 5,308,815, 5,329,032, 5,248,801, 5,235,081, 5,157,137, 
5,103,031 and EP-A-0 561 476, EP-Bl-O 279 586, EP-A-O 594-218 and WO 
94/10180, each of which is fully incorporated herein by reference. 

Some methylalumoxane (MAO) solutions tend to become cloudy and 
1 5 gelatinous over time. It may be advantageous to clarify such solutions prior to use, 
A number of methods may be used to create gel-free MAO solutions or to remove 
gels from the solutions. Gelled solutions are often simply shaken or decanted. 
U.S. Patent No. 5,157,137 discloses a process for forming clear, gel-free solutions 
of alkylalumoxane by treating a solution of alkylalumoxane with an anhydrous salt 
20 and/or hydride of an alkali or alkaline earth metal. 

Support Mediums 

For purposes of this patent specification the terms "carrier" or "support" 
25 are interchangeable and can be any suppon material, preferably a porous support 
material, such as for example, talc, inorganic oxides, inorganic chlorides, for 
example magnesium chloride and resinous support materials such as polystyrene or 
polystyrene-divinyl benzene, polyolefins or polymeric compounds or any other 
organic suppon material and the like, or mixtures thereof 

30 

The preferred support materials are inorganic oxide materials, which 
include those of Groups 2, 3, 4, 5, 13 or 14 metal oxides. In a preferred 
embodiments the catalyst support materials include silica, alumina, silica-alumina, 
and mixtures thereof Other inorganic oxides that may be employed either alone or 
35 in combination with the silica, alumina or silica-alumina are magnesia, titania, 
zirconia. and the like. 
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Preferably, the support has a surface area in the range of from about 10 to 
about 700 m^/g, a pore volume in the range of from about 0. 1 to about 4.0 cc/g 
and an average particle size in the range of from about 10 to about 500 jim. More 
5 preferably, the support surface area is in the range of from about 50 to about 500 
m2/g, the pore volume is in the range of from about 0.5 to about 3 .5 cc/g and the 
average particle size is in the range of from about 20 to about 200 ^m. Most 
preferably the surface area range is from about 100 to about 400 m^/g, the pore 
volume is from about 0.8 to about 3.0 cc/g and the average particle dze is from 
10 about 10 to about 100 ^m. The pore size of the carrier of the invention is 

preferably in the range of from about 10 to about 1000^ A, preferably from about 
50 to about 500** A, and most preferably from about 75 to about 3 50** A. 

Surface Modifiers 

15 

The term "surface modifier" is defined herein to mean any compound 
containing at least one electron rich heteroatom from Groups IV, V and/or VI and 
a hydrocarbyl or substituted hydrocarfoyl moiety. Typical heteroatoms are silicon, 
oxygen, nitrogen, phosphorus, and sulfur. The surface modifier preferably also 

20 contains at least one aaive hydrogen atom attached to the heteroatom. The 

hydrocarbyl moiety should have a molecular weight such that it is soluble in typical 
hydrocarbon solvents. The surface modifier may be represented by the formula, 
RniXHp. R may be a branched or straight chain hydrocarbyl group or substituted 
hydrocarbyl group or groups having one or more carbon atoms. X is at least one 

25 heteroatom, which may be O, N, P or S or a combination thereof; H is an active 
hydrogen; and n is such that the compound has no net charge.. 

Non-limiting examples of the following general structures with R being the 
hydrocarbyl groups are: RNH2, R2NH, (RC(OH)nR")NH2, (RC(OH)nR'')2NH, 
30 RCONH2, RCONHR, RN(ROH)2, RCO2H, RC(0)NROR RC(S)OH, and 

R2PO2H. These compounds include amines, alcohols, phenols, thiols, silanols, 
diols, acids, and ethers. 



35 



In another embodiment the surface modifier may be expressed by the 
formula: 
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10 



25 



11 - 



where is hydrogen or a branched or preferably a straight chain alky! group 
having 1 to 50 carbon atoms. and r2 may be the same or different and may be 
the same as or contain another heteroatom such as O, N, P or S. 

In another embodiment, the surface modifier is represented by the 
following formula for an alkoxylated tertiary amine: 

^r2 



where r1 may be hydrogen or a (linear or branched) alkyl group of from 1 to 50 
carbon atoms; r2 may be a hydroxy group such a (CH2)xOH radical where x is an 
integer from 1 to 50, preferably 2 to 25. Non-limiting examples include Kemamine 
AS-990 (available from Witco Chemical Corporation, Houston, Texas) having the 

1 5 formula C j 8H37N(CH2CH20H)2 and Kemamine AS-650 (also available from 
Witco) having the formula C 12H25N(CH2CH20H)2. Other surface modifiers 
may include bishydroxyethylcocoamine, 2,2-(octadecylamino)bts ethanol, 
polyoxyethylene alkylamine, butyl stearate, glycerol and SPAN-80 (available from 
ICI Specialties, Wilmington, Delaware) having the formula: 

20 (CH3)(CH2)7CHCH(CH2)70COCH2(CH0H)4CH2OH (sorbitan mono-oleate). 

Quaternary ammonium compounds, hydrocarbyl sulfates or phosphates can 
also be used as surface modifiers. Tertiary amines, eihoxylated amines and 
polyether compounds are preferable surface modifiers. 



Methods of Producing the Catalvst Systems 



The catalyst system of the invention can be made in a variety of different 
ways. Preferably the metallocene catalyst component and aaivator are combined 
30 to form a solution, which is then added to the carrier, followed by the addition of 
the surface modifier. In another embodiment, the metallocene component and 
activator solution are added to the carrier or vice-versa, the latter being preferred, 
then the resulting mixture, typically a slurry, is dried» optionally wahed and re- 
dried, and then the surface modifier is added. In another embodiment the surface 
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modifier is added to a metallocene and/or activator solution directly as a solid or 
liquid, and then the solution combined with the carrier. 

In another embodiment the surface modifier is dry blended with a 
5 supported metallocene catalyst system formed by combining the carrier with the 
metallocene/alumoxane reaction product. 

Optionally, the supported catalyst system is prepolymerized either before or 
after, preferably before, application of the surface modifier to the supponed 
10 catalyst system. 

In the preferred embodiment the metallocene catalyst component is 
typically slurried in a liquid to form a metallocene solution and a separate solution 
is formed containing an activator and a liquid. The liquid can be any compatible 

15 solvent or other liquid capable of forming a solution or the like with at least one 
metallocene catalyst component and/or at least one activator. In the preferred 
embodiment the liquid is a cyclic aliphatic or aromatic hydrocarbon, most 
preferably toluene. The metallocene and activator solutions are then mixed 
together and added to a porous support such that the total volume of the 

20 metallocene solution and the activator solution or the metallocene and activator 
solution is less than four times the pore volume of the porous suppon, more 
preferably less than three times, even more preferably less than two times, and 
most preferably in the range of about 0.8 to about 3 times, preferably about 0.9 to 
about 1 .5 times and most preferably in the range of about 0.9 to about 1.25 times. 

25 The surface modifier may be added at any stage during this preferred method of 
making the catalyst system. In the most preferred embodiment, however, the 
sur&ce modifier is added after. 

The weight percent of the surface modifier based on the total weight of the 
30 catalyst system is in the range of from about 0.2 to about 5 weight percent, more 
preferably from about 0.25 to about 3.5 weight percent and most preferably from 
about 0.3 to about 3.5 weight percent. 

The procedure for measuring the total pore volume of a porous support is 
35 well known in the art. Details of one of these procedures is discussed in Volume 
1 , Experimental Methods in Catalytic Research ( Academic Press. 1 968) 
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(specifically see pages 67-96). This preferred procedure involves the use of a 
classical BET apparatus for nitrogen absorption. Another method well know in the 
ait is described in Innes, Total porosity and Particle Density of Fluid Catalysts By 
Liquid Titration, Vol. 28, No. 3, Analytical Chemistry 332-334 (March, 1956). 

5 ' 

The general suppon technique employed involves contacting, in a suitable 
solvent or other liquid, a metallocene catalyst component as described above with 
alumoxane or methylalumoxane (MAO) to form a soluble reaction product. The 
soluble reaction product is then contacted with a porous carrier, wherein the total 
10 volume of the soluble reaaion product added to the carrier is less than four times 
the pore volume of the carrier. The resulting supported catalyst system can be 
dried to ensure that essentially all or most of the residual solvent is removed from 
the pores of the carrier before or after the introduction of a surface modifier. A 
free flowing supponed catalyst system is thereby obtained. 

15 

In one embodiment, a method to produce a free flowing, optionally 
prepolymerized supported catalyst system is provided, the method comprising the 
steps of: a) forming in a suitable solvent, a metallocene/alumoxane mixture 
wherein the metallocene is as described above; b) contacting the mixture of (a) 

20 with a porous carrier; wherein the total volume of the mixture added to the porous 
carrier is less than four times the pore volume of the carrier; c) removing 
essentially all the solvent; d) introducing a surface modifier; e) obtaining a 
supported catalyst system; and f) optionally prepolymerizing said supported 
catalyst system with one or more olefinic monomer(s), to form a, prepolymerized 

25 supponed catalyst system. This supponed catalyst system is usefiil for the 

production of polymers of propylene or copolymers thereof, having a molecular 
weight of about 50,000 or greater, preferably 100,000 or greater, a melting point 
of about MS^'C or greater, preferably about 1 35*^0 or greater, and more preferably 
about 145°C or greater and a bulk density of about 0.30 g/cm^ or greater. The 

30 resulting granular polymer also has a preferred average panicle size of about 300 
to about 1000 microns or greater. 

The catalyst system of the invention can be dried and still contain an 
amount of solvent, for example, toluene, in its dried state, however, it is preferred 
35 that substantially all the solvent is removed. For the purposes of this patent 
specification and appended claims the term "substantially all of the solvent is 



wo 96/11961 



PCTA;S95/12789 



- 14- 

removed" means that greater than about 90% of all the solvent is removed from 
the supported catalyst system when drying. 

In another embodiment of the invention, the mole ratio of the metal of the 
5 alumoxane component to the transition metal of the metallocene component is in 
the range of ratios between 10: 1 to 800: 1, preferably 20: 1 to less than 500:1, and 
most preferably SO: 1 to less than 400: 1. 

Polymerization Process of the Invention 

10 

The catalyst system of this invention is suited for the polymeriziation of 
monomers and optionally comonomers in any polymerization or prepolymerization 
process, gas, slurry or solution phase; even a high pressure autoclave process can 
be utilized. In the preferred embodiment a gas phase or slurry phase process is 
1 5 utilized, most preferably a bulk liquid propylene polymerization process. 

In the preferred embodiment, this invention is directed toward bulk liquid 
propylene slurry or gas phase polymerization or copoiymerization reactions 
involving the polymerization of propylene with one or more of the alpha*olefin 
20 monomers having from 4 to 20 carbon atoms, preferably 4-12 carbon atoms, for 
example alpha-olefin comonomers of ethylene, butene-1, pemene-1, 4- 
methylpeniene-1, hexene-1, octene-1, decene-1, and cyclic olefins such as styrene. 
Other monomers can include polar vinyl, diolefms such as dienes, norbomene, 
acetylene and aldehyde monomers. 

25 

In one preferred embodiment, the process of the invention is carried out in 
the absence of or in an reactor environment that is essentially free of a scavenger 
material such as alkyaluminum compounds, for example, triethylaluminum, 
trimethylaluminum and isobutylaluminum. For the purposes of this patent 
30 specification and appended claims the term "essentially free" means that less than 
100 ppm by weight of scavenger is present in the reactor at any given point in time 
during polymerization. 



wo 96/11961 



PCTAJS95/12789 



- 15- 

EXAMPLES 

In order to provide a better understanding of the present invention 
S including representative advantages and limitation thereof, the following examples 
are offered. 

EXAMPLE 1 

PREPARATION OF CATALYST A 

10 

To a two gallon (7.6 liter) reactor previously flushed with N2 was added 3900 
mL of methylaiumoxane (MAO) in toluene (available from Witco Chemical 
Company, Houston, Texas, 10 wt% MAO solution) followed by 9.0 g of 
dimethyIsilylbis(2-methyl-4,S-benzo-indenyl)zirconium dichloride dissolved in an 

15 additional 350 mL of MAO. The combined solutions were stirred for 1 0 minutes. 
As stirring continued, 400 g of silica (Davison Grade MS948FF, previously 
dehydrated to 800^C under flowing N2, available from W.R. Grace, Davison 
Chemical Division, Baltimore, Maryland) was added over 10 minutes. The toluene 
was removed under a slow N2 purge while raising temperature and vacuum to 68*^ 

20 C and 25 in. (64 cm) of Hg to give a free flowing solid. The catalyst solid was 
washed four times with 5-7 liters of hexane each and the final wash decanted. 
After a second drying as above 560 g of a free flowing solid was obtained. 250 g 
of the catalyst was charged to the reactor previously loaded with 4 liters of hexane 
and 5 mL of a 25 wt% solution of triisobutylaluminum in hexane (available from 

25 Witco). Under stirring the slurry was cooled to 1-2*C and a cylinder containing 
ethylene and hydrogen (3 mol% H2, Matheson Gas Products) was connected to 
the reactor. The gas was added to the vapor phase at a flow rate of 0.08-0, 17 
cubic feet per minute (38-80 cubic cm per second) to control the slurry 
temperature to less than about 5^C. After 90 minutes N2 was used to purge the 

30 excess ethylene and hydrogen. The prepolymerized catalyst slurry was washed 

four times with 5-7 liters of hexane each and the final wash decanted. After drying 
under vacuum solid catalyst A was recovered. 
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POLYMERIZATION 

All the catalysts prepared were polymerized in accordance with the following 
procedure. A 2 liter autoclave reactor previously flushed with N2 and containing 
5 triethylaluminum (0.5 mL of a 1 M solution in hexane) and 1000 mL of propylene 
was heated to a temperature of 74*^0. The catalyst sample was slurried in 2 mL of 
hexane. The catalyst was charged to the reactor with a flush of 250 mL propylene 
to start the reaction. After one hour the reactor was cooled, vented and purged 
with N2 for 20 minutes and then opened. The condition of the polymer and 
10 fouling level of the reactor was noted. After removal from the reactor, the 

polymer was dried for a minimum of 2 hours at 75**C in vacuo. After recovery the 
dried polymer was weighed and the activity is calculated. 

EXAMPLE 2 

15 

A 205 mg sample of catalyst A prepared above in Example 1 was dry blended 
with 4 mg of Kemamine AS990 (available from Witco) and placed in a catalyst 
charge tube along with 2 mL of hexane then added to the reactor as described 
above. Polymerization was carried out as described in Example 1 . After one hour 
20 the polymerization was stopped. Inspection of the reactor showed no fouling and 
free flowing, granular polymer. 234 g of dried polymer was recovered equivalent 
to 1. 14 Kg of polypropylene per g of catalyst charged. 

COMPARATTVE EXAMPLE 3 

25 

A 200 mg sample of the catalyst A used in Example 1 was used but without 
Kemamine AS990. Polymerization was carried out as described in Example 1. 
After one hour the polymerization was stopped. Inspection of the reactor showed 
fouling on the stirring shaft and reactor walls. 232 g of dried polymer was 
30 recovered equivalent to 1 . 1 6 Kg of polypropylene per g of catalyst charged. 
Results are shown in Table 1 . 
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EXAMPLE 4 and COMPARATTVE EXAMPLE 5 
PREPARATION OF CATALYST B 

S A second prepolymenzed catalyst (B) was prepared in an identical maimer to 

catalyst A. A 203 mg sample of prepolymerized catalyst B was tested for 
propylene polymerization with and without Kemamine AS990. Polymerization was 
carried out as described in Example 1 . Results are shown in Table L 

10 COMPARATIVE EXAMPLE 6 

This particular example illustrates adding the Kemamine AS990 to the catalyst 
was unexpectedly better than adding it to the reactor. A 4 mg sample of the 
Kemamine AS990 was added to the reactor along with triethylaluminum and 
1 5 propylene. A 200 mg sample of Catalyst A was charged to the reactor with 250 
ml of propylene to start the reaction. Polymerization was carried out as described 
in Example 1 . Results are shown in Table 1 . 

TABLE 1 

20 



Examples 


Catalyst 


Sur&ce Modifier 


Activity 
(Kg / g cat) 


Fouled 


Wt% 


Added to.... 


2 


A 


2 


Catalyst 


1.14 


No 


Comp. 3 


A 


0 




-1.16 


Yes 


4 


B 


2 


Catalyst 


1.49 


No 


Comp. 5 


B 


0 




1.53 


Yes 


Comp. 6 


A 


2 


Reactor 


0.375 


Yes 



In summary, the data shows that when dry blended with the catalyst of the 
invention. 2 wt% of a surface modifier. Kemamine AS990, eliminated reactor 
fouling with little impact on catalyst activity. Where the surface modifier is added 
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to the reactor separately from the catalyst, fouling is not eliminated and catalyst 
activity is diminished by more than 65%. 

While the present invention has been described and illustrated by 
5 reference to panicular embodiments, it will be appreciated by those of ordinary 
skill in the art that the invention lends itself to variations not necessarily illustrated 
herein. For this reason, then, reference should be made solely to the appended 
claims for purposes of determining the true scope of the present invention. 
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CLAIMS 
We Claim: 

1. A method for producing a supported catalyst system, said catalyst system 
comprising a metallocene catalyst component, an alumoxane and a porous carrier, 
said method comprising the steps of combining an alumoxane, a surface modifier, a 
porous carrier, and a metallocene catalyst component in a solvent to form a 
solution wherein the metallocene catalyst component is represented by the 
following formula: 




15 



20 



wherein mMs a metal of group 4, 5, or 6 of the Periodic Table, 
Rl and r2 are identical or different, are one of a hydrogen atom, a Ci-Cjo 
alkyl group, a Cj-Cjo alkoxy group, a Cg-Cio group, a Cg-Cjo aryloxy 
group, a C2-C10 alkenyl group, a C7-C40 arylalkyl group, a C7-C40 alkylaryl 
group, a Cg-C40 arylalkenyl group, or a halogen atom; 
r3 and R^ are hydrogen atoms; 

r5 and r6 are identical or different, preferably identical, are one of a 
halogen atom, a Ci-C]o alkyl group, which may be halogenated, a C5-C10 ^ryi 
group,* which may be halogenated, a C2-C10 alkenyl group, a C7-C40 arylalkyl 
group, a C7-C40 alkylaryl group, a C8-C40 arylalkenyl group, a -NR2^^» -SR^^^ . 
OR^ 5, -OSiR3 ^5 or .PR2 1 5 radical, wherein R^^ is one of a halogen atom, a Cj- 
C 1 0 alkyl group, or a Cg-C \ q aryl group; 



25 
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R^is 

R11 Rl1 R11 
m2 . m2 m2 

I I I 

R12 R12 R12 

Rl1 R11 

I I I 

O m2 O . C . O m2 — - 

Rl2 il2 R12 

=BRl 1.=AIR1 i, -Ge-. -Sn-, -0-, -S-, = SO. =S02. =NR1 ^ =CO, PR^ K or 
5 =P(0)r11; 
wherein: 

r1 1, r12 and R^3 are identical or differoit and are a hydrogen atom, a halogen 
atom, a C1-C20 group, a C1-C20 fluoroalkyl group, a C6-C30 aiyl group, a 
C6-C3O fluoroaryl group, a C1-C20 alkoxy group, a C2-C20 alkenyl group, a C7- 
10 C40 arylalkyl group, a Cg-C4o arylalkenyl group, C7-C40 alkylaryl group, or R^ 1 
and R^2^ or R^ ^ and R^^, together with the atoms binding them, can form ring 

systems; 

m2 is silicon, germanium or tin; 

r8 and R^ are identical or different and have the meanings as stated for 

15 rH; 

m and n are identical or diff«ent and are zero, 1 or 2, m plus n being zero, 
1 or 2; and 

the radicals R^^ are identical or different and have the meanings stated for 
r1 1, r12 and R^^ wherein further two adjacent R^^ radicals can be joined 
20 together to form a ring system. 

2. The method of claim 1 wherein the total volume of the solution is from 0.8 
to 3.0 times the total pore volume of the porous support. 



R11 



. mZ (CR2 



^3\ 



R12 
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3. The method of claims 1 or 2 wherein the metallocene catalyst component 
comprises two or more metallocene catalyst components. 

4. The method of any of the preceding claims further comprising the step of 
5 prepolymerizing the supported catalyst system with an olefinic monomer. 

5. The method of any of the preceding claims wherein m=n=0 and 
M2=silicon. 

10 6. The method of any of the preceding claims wherein = = C j . j o alkyl. 

7. The method of any of the preceding claims wherein three of the R^^ 
radicals — hydrogen and one is a C5.30 aryl group. 

15 8. The method of any of the preceding claims wherein at least one of the R^^ 
radicals is Cj.io alkyl. 

9. The method of any of the preceding claims wherein the metallocene 
component is selected from the group consisting of: 
20 rac»dimethylsilandiylbis(2-methyl-4,5-benzoindenyl) - zirconium dichloride, 

rac-dimethylsilandiylbis(2*methylindenyl)-zirconium dichloride, 
rac dimethylsilandiyl-bis(2-methyl-4,6-diisopropylindenyI)-zirconium 
dichloride, rac-dimethylsilandiylbis(2-methyl-4-phenylindenyl)zirconium 
dichloride, and rac-dimethylsilandiylbis(2-ethyM-phenylindenyl)zirconium 
25 dichloride. 



30 



10. The method of any of the preceding claims wherein the surface modifier is 
present in an amount in the range of 0.2 weight percent to less than 5 weight 
percent of the total weight of the supported catalyst system. 

1 1 . The method of any of the preceding claims wherein the surface modifier is 
represented by the formula: 

2 



35 
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where is be hydrogen or a linear or branched alkyi group of from 1 to 50 
carbon atoms; r2 is a hydroxy group of a (CH2)x radical and where x is an integer 
from 1 to 50. 

5 12. The method of any of the preceding claims wherein the surface modifier is 
selected from at least one of the group of compounds represented by the following 
chemical formula: Ci8H37N(CH2CH20H)2, Ci2H25N(CH2CH20H)2 and 
(CH3(CH2)7(CH)2(CH2)70COCH2(CHOH)4CH20H. 

10 13. A method for producing a supported catalyst system, said catalyst system 
comprising a first component comprising a chiral. Group 4 transition metal, 
bridged, substituted bisindenyl metallocene catalyst and a first solvent, a second 
component comprising an alumoxane and a second solvent, and a porous support, 
said method comprising the step of: 

15 a) combining the first component and the second component to form a 

reaction product solution; 

b) combining the reaction product and the porous support, such that at 
any point during the formation of the supported catalyst system the total volume of 
the reaction product added to the porous support is less than four times the total 

20 pore volume of the porous support; and 

c) introducing a surface modifier. 

14. The method of claim 13 wherein the metallocene catalyst component is 
25 represented by the general formula: 
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wherein: mMs a metal of group 4, 5, or 6 of the Periodic Table, 
r1 and r2 are identical or different, are one of a hydrogen atom, a C|-Cio 
5 alkyi group, a C i -C j q alkoxy group, a Cg-C ] q aryl group, a Cg-C i o aryloxy 

group, a C2-C10 alkenyl group, a C7-C40 arylalkyl group, a C7-C40 alkylaryl 

group, a Cg-C40 arylalkenyl group, or a halogen atom; 
r3 and are hydrogen atoms; 

r5 and are identical or different, preferably identical, are one of a 
10 halogen atom, a C|-Cio alkyl group, which may be halogenated, a C5-C10 ^1 
group, which may be halogenated, a C2-C10 alkenyl group, a C7-C40 arylalkyl 
group, a C7-C40 alkylaryl group, a C8-C40 arylalkenyl group, a -NR2^^, -SR^^, - 
OR^ 5^ -OSiR3 ^ 5 or -PR2^ ^ radical, wherein R^ 5 is one of a halogen atom, a Cj- 
C 1 0 alkyl group, or a Cg-C 1 0 aryl group; 
15 R^is 
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R11 



m2 



Rl2 



R11 R11 



R12 Rl2 



Rl1 



M2 m2 . — m2 



R12 



(CR2I3) 



R11 



R12 



R11 



m2 O . C 



R12 



R11 



M2 



R12 



10 



15 



20 



=BR1 1.=A1R1 ^ -Ge-, -Sn-, -0-, -S-, = SO, =S02. =NR1 1, =CO, PR) ^ or , 

=P(0)Rl»; 

wherein: 

r1 ^, and R^-^ are identical or different and are a hydrogen atom, a halogen 
atom, a C1-C20 alkyl group, a C1-C20 fluoroalkyl group, a C6-C30 aryl group, a 
C6-C30 fluoroaryl group, a C]-C20 alkoxy group, a C2-C20 alkenyl group, a C7- 
C40 aiylalkyl group, a C8-C40 arylalkenyl group, C7-C40 alkylaryl group, or rH 
and r1^, or R^ ^ and R^^, together with the atoms binding them, can form ring 
systems; 

is silicon, germanium or tin; 
R^ and R^ are identical or different and have the meanings as stated for 

Rll; 

m and n are identical or different and are zero, I or 2, m plus n being zero, 
1 or 2; and 

the radicals R^^ are identical or different and have the meanings stated for 
R^2 and R^3 wherein further two adjacent R^^ radicals can be joined 
together to form a ring system. 

15. A process for polymerizing propylene alone or in combination with one or 
more other olefins, said process comprising polymerizing in the presence of a 
supported catalyst system prepared by the method of any of the preceding claims . 



25 



16. 



A supported catalyst system produced by the method of claims 1 or 12. 
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AMENDED CLAIMS 
[received by the International Bureau on 13 May 1996 (13.05.96); 
original claims 1-16 replaced by amended claims 1-15 (6 pages)] 



1. A method for producing giupponedctialyitfyBBin, Mid method 
compriBing the atept of combtning an ■iumoxane. a sur&ee modifier, a poroua 
cairia; and « nw tiUnrme catahut cowDonem in a aoivgiit tn ferm « •n U^ti^ 

wherdn the metaJloime Gttalyn componem ia repreaeiud by Che following 
ibnnula: 



10 




»»*«uiM1 ta a metal ofgroup 4, 5, or6 of die Periodic Tabic, 
R' ud r2 ine iderticd or da&nm, iw one of • Ivdrogcn atw^ 
ilkyl aroi,!. 4 Ci< altaj^ grou^ « C6^:io eiyl group. • 

graun a C9^40 aiyialkeayi group, or a halogcD atom; 
and are hy dr ogen ctonu; 
R^ and R< are idamical or difBetcat. preftrably idealical, ai« one of a 
taiiogoi aion, a.Ci-Cio aUtyl group, wfaidi luy be hdegeBMed. a Cft-Cio «iyl 
group. wUch may be hilogenaied, a C^-Cio •Ikcnyl group, a CTC40 aryialkyl 
group, a C7-C40 alkylatyl groups a Cg-C4o "rylalkeiiyJ voup, a -NRil^. -SRlS, 
OR' 5. ^SlRs » 5 or -PRjl 5 radical, wherein r1 ^ „ one of a halogen atom, a Ci* 
C 10 aUcyl group, or a CtrCio uyl group; 
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B.^ uid arv idenUcd ot diffimnt, preferably identical, ate one of* 
hilogmatom, tCj^io likyl group, which iwy be hilogenattd, a Cs-Cjouyl 
group, wUdi may be halogBmted, a Cj^iq aUoBajrl group. • Ct-C^q «ylilM 
group, A C7-C40 elleyiwyl group, a C8-C40 atylalkMiyl gro^>. a -2«L2'^ -SR'5 
0Rl5. -OSiR3 13 or '¥R2^^ whamn rIS ia one of a halogao atom, a C 1 - 

Cio allQpl gfoi9. or a C^-C\q aiyl group; 

R'''' R11 Rl1 Rl1 



M2 . m2 m2 m2 (CRolS) 

I III 
Rl2 Rl2 Rl2 Rl2 

Rtl Rl1 

L I I 

O m2 o . C . O M2 

Rl2 il2 



-BRll-ADin, -Of, -Sn., -0-, -S-. - SO. -SO2, -NRI I. -CO. PR", or 
wherdR: 

Rl). Rl2aiidliI3amidaiaicalordifibiwtaadarea^rdn)gnttM^ 
IS «oiis*Ci-C20Blkylgroup, aCi^20»»<>f»«U^«ro^ 

06-^30 Ottoroaiyl group, a C1-C20 •llwiqr group, a C2-C20 •Jk«yl gwuR a C7. 
C40 arylallgrl group, a C8-C40 aryUBcanyl group, Cf^^ aBeylaryi group, or Rl J 
aad R22. or r1 1 ud rI^. together with the atomibiiidivtiiMii^ eanfimn fii« 
ayaiemi; 

20 m2 it atlicon, garmainim or tiiK 

R' aad are tdeaiieal wdiflbrem and have tlw maaninn aa atstad for 

mantfnaicidntiodcN'diffBreRta^ 1 or 2, m plus n bdi^ 

1 or 2; wd 
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the mScab R ^ ^ vc Idflotlcal o r dilTfircm aad hive Uw cneBiiings itaiad for 
Rl 1, gad f(13 wfaeicift flintier tarn %iL}WQm R^^ radicala can be joiiied 
together to fimn m rim lyitcm. 

5 2. The inedkDd of deim 1 wherein the total voluz^ 
to 3.0 dma th« lotil pore voIuim of the porous eupport. 

3 . Ibe method of deuns 1 or 2 ^rfierciii the metaDocene Mtefaret go mpooeBi 
oooipriustwo or more meteUooene cataly it conqxineiiu. 

10 

4. ThfiinethodofaayoftheprBoecKfigcleiimfiirtW 
prcpoljmriziiig the Kipponod cetilyit «atem 

5. The method of iny of the precodiogchinuwhaw 
15 M^-rilicoiL 

6. The method Qfeny of the preceding claimiwhe^ 

7. The method of iny ofthe precedhii dohm wherem three of the RiO 
20 redictli - hydrogen and one is a C5.30 atyi group. 

8. The method of any of the preoedii^dahna wherein at leaai one of the Rl^ 
ridseali ie C\^%o aU^L 

25 9. The method ofaiv ofthe pitoedhvciBime wherein the oietalki^^ 
Qonqmnem is leleoted from tha group ooniisiii^ of: 

racHiimethylBlandiyMris(2Hmethy^ - zirconhn dichloride, 

rac-diroethyIsUaiidiyIbti(2-inethyfiiideny^ dichloride^ 

rae dimetl^aDaiidiyi-bia(2i4mtt9M,6.<i^^ 
30 dlehloride, rae-dimechylalKndiylbij(2Mi^^ 

dichloride, and rec-dimethyl^ndMU8(2'«liyMi^^ 

dlchloride. 

10. The method of any oTihe preceding daimi wberdn the suriaM modifier is 
35 presem in en amount in the nnge of 0.2 vmg^ percent to ieia than S weight 
pcrcem of the total weight ofthe supported catalyst system. 
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11. TtemelhodofAiiy of thepreoediflccUtatt 
selected (roin at least rae of the group of coropo^^ 

chemical ibrmulai: C]8H37N(CK2CH20M)2, Ci2H25N<CH2CH20H)2 and 
S (CH3(CH2)7(CH)2(CH2)70COCH2(CHDH)4«^ 

12. A method for produciog a lupported catalyst system, laid catalyit ^atam 
compriftixig a&at compoDem compriaini a ctural, Group4 mnsmon metal, 
bridged, subatituiBd biundeoyl iiMaUooenecatalyBt and a first solvent, a aecond 

10 oomponent conprlstng an akimosane and a aeeond solvcm, and a potoua auppoit. 
said method comprising the step oft 

a) combtnifv the fint component end the second component to fiwm a 
reaction product sohitioa; 

b) combining the icsctioaprodua and the porous suppon, such th^ 
15 ai^ point during the formation of the supported catalyst system the total vohnne of 

the reaction product addod to the porous support ia leas than four times the total 
pore VDlumn of the porous support; ami 

e) introducing a sufftee modifier. 

20 

13. Thomettedof claim 13 wherein the metaDocene catalyst tomponanlk 
represented by the general fbimula: 




25 
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wlMrain: is « meul of group 4, a, or 6 of tho Periodic Table. 
r1 and r2 ire ideotieil or difflbrsnt, arc one of ■ hydrogen atom, a Cj-Ciq 
alkyi group, aCi-Cio alkoxy group, a C^-Cjoaryl group, a C^-Cio aiylojcy 
group, a C2-C | o aUcenyl group, a €7-^40 aryiaikyl groups a C7-C40 alkyUi^ 
S group» a CS-C40 aiytaOcenyl group, or a haiogen atom 

Mn fajfdfogro Atonu; 
ondR^ are tdenltoal ordiffinat, prs&rably idcntiGil, are one oft 
halogen atom, a C|-Cio all^ grottp» which may be batogOHied. a C^-C]o vyi 
group, which may be halogenncd, a C2-C10 alkenyl group, a C7-C4o aryMlqri 
10 group* a C7-C40 alkj^aryl ginup. aCg-Cd|o afyhdkeoyi group, a *NR2'^> -SSA^, * 
0R15. -OSiRs 15 or -PR2' ^ radical, wherdn rI ' is one of a halogen atom, a Ci- 
Cio aOcyl group, or a C6-C]0 Aiyi group; 
R^ia 

R11 R" R11 R11 

I II I 

Rl2 Rl2 R12 R12 

Rl1 Rl1 R11 

I I I 

O M2 O . 1 . O h/fi 



IS 



1 I 
Rl2 R12 Rl2 



=BR' *.»AIR1 1, -Ge.. -Sn.. -Ow, ^, - SO, -SO2. -NR' K -CO. PR» or 
wtereiii: 

20 R'l.Rl2|||id Rl3greiilMitlealordiffaMatMd«r«a)9dre8matoiii,aliala9^ 
atom, a C)-C20 allqrt group, a C1-C20 fluoroaBcyl group, a €6^30 vyi Sroap, u 
^6-^^30 fluoroaiyl tnup, a C]-C20 alkosy group, a €2^20 ^^^ounyl group, a C7- 
C40 aryiaflcyi group, a Cg>C40 arylalkciiyi group. C7-C40 aUcylan^ flroup, or Rl 1 
andR^^, or and R'^,Cog«dMrwidiifce atom* bmdingllMm. can fiannriqg 

2S lyttcma; 
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is libcoA. Bennaniuffl or tin; 
El8 andR' ■nsdeaticatorciiflByam iBdhftvetheineia^ 

m and n are idBoiical or diSismt and ate z6ro» I orX fn|ilua n bemg xero. 
S lor 2; and 

tlie radicak R^^ are idanticai nr diffimnt and have the iManinga atatad fiir 
^ r12 and R^^ wherein fitrUiar two adjacent R^^ radicalf can bo joined 
together to Ibrm a ring system. 

10 14. A supported catalyst qnstem produced by the method of any of the 
precedes claims. 

IS. A process for poiymenzing propylene alooe or in combination unth one or 
mora other olefins, said proceas comprising poiyincfiang in the presenoe of the 
15 supported catalyst system of tdaim 1 4. 
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